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NMR Spectra
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Single Crystal X-ray Crystallography
Suitable single crystals of the studied compounds were grown on slow evaporation of diluted solutions: 4(ethyl acetate), 7b(ethyl acetate) and 8 (hexane/ethyl acetate). Each crystal was mounted on a glass fiber and crystallographic data were collected with an Oxford Diffraction Gemini "A" diffractometer with a CCD area detector ( CuK = 1.54184 Å, monochromator: graphite) at 130 K. Unit cell parameters were determined with a set of three runs of 15 frames (1° in ). The double pass method of scanning was used to exclude any noise. The collected frames were integrated by using an orientation matrix determined from the narrow frame scans.
CrysAlisPro and CrysAlis RED software packages 1 were used for data collection and 
Single X-ray Crystallography discussion
The structure of 4-bromo-cholest-4-en-3-one (4) consists of three six-membered rings, one five-membered ring and a 6-methylheptan-2-yl side chain attached to C-17. All rings are trans fused, analogously to what has been previously reported. 8 The six-membered rings (A, B and C) adopt distorted half-chair, chair and chair conformations respectively. Ring D shows a twisted conformation on C-13-C-14 (For puckering parameters values (,  and Q) 9 see Table TS -2) . Selected bond lengths and angles for 4 are presented in Table TS Figure FS-1. ORTEP drawing of the asymmetric unit for compound 4 with the thermal ellipsoids drawn at the 60% of probability.
In the crystal structure ( Figure FS -2) there are weak intermolecular C-H···O and C···Br.
interactions. Each molecule establishes C-7-H-7A···O-1 (2.61 Å) and interactions with its neighbor; forming a R show perfect chair conformations, the five membered rings D and E rings assume twisted on C13-C14 and envelope conformations respectively. Selected bond lengths and angles for the epoxide 7b are presented in Table TS 
